Flash chromatography was performed using Merck silica gel 60 (230-400 mesh). TLC analysis of reaction mixtures was performed on Merck silica gel 60 F254 TLC plates and visualized with UV or cerium molybdate stain (Hanessian's stain). 1 H, and 13 C{1H} spectra were recorded with a Bruker AV 400 spectrometer. 1 H and 13 C chemical shifts are given in ppm relative to TMS. The solvent signals were used as references (CDCl 3 δ H = 7.26 ppm, δ C = 77.0 ppm) and the chemical shift converted to the TMS scale. Coupling constants (J) are reported in Hz, and the following abbreviations were used to denote multiplets: s = singlet, m = multiplet (denotes complex pattern). Electron ionization high-resolution mass spectra (EI-HR) were recorded with an Autospec Premier (Waters Inc.) mass spectrometer using the narrow-range high-voltage scan technique with low-boiling perfluorokerosene (PFK) as internal standard. Samples were introduced by using a heated direct insertion probe. Unless otherwise noted, all commercially available compounds were used as received.
f1 ( 
1,2-bis(chloroethynyl)benzene.
A solution of 1,2-bis(2,2-dichlorovinyl) benzene (15 g, 56.0 mmol) and tetrabutylammonium chloride (5 mol%) in CH 2 Cl 2 (50 mL) was vigorously stirred with 60% aquas KOH (50 mL) for 2h. Then the phases were separated and the aquas phase was extracted with MTBE (2×50 ml). Combined organic phases were washed with saturated NH 4 Cl, dried (Na 2 SO 4 ) and concentrated. The crude product was purified by passing through a short column of silica gel (~50g of silica, hexanes) yielding the desired product as a colorless oil (10.5 g, 53.7 mmol, 96 %). The material was used without further purification. 1 H NMR (400 MHz, CDCl 3 ) δ 7. 46 -7.40 (m, 2H), 7.30 -7.24 (m, 2H) ; 13 C NMR (101 MHz, CDCl 3 ) δ 132. 4, 128.3, 125.2, 72.0, 67.8. 1H and 13C{1H} NMR spectra of the isolated compound. 0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180  190  200  210 f1 ( Cl Cl 2,3-dichloronaphthalene. Obtained by modified procedure by Anthony. 2 All solutions and solvents used in the reaction were deoxygenated by flushing argon for 20 minutes. A solution of 1,2-bis(chloroethynyl)benzene (10.0 g, mmol 51.3 mmol) in o-dichlorobenzene/γ-terpinene (50 ml, 5:1 v/v) was added dropwise over 2h to o-dichlorobenzene/ γ-terpinene (300 ml, 5:1 v/v) heated to 180 °C, and the reaction mixture stirred at 180 °C for 2h. Then, solvents were distilled off under reduced pressure and the residue was purified by column chromatography (silica gel ~ 200 g, hexanes). The crude product was purified by sublimation followed by recrystallization from hexanes giving desired product as a white crystals (3.23 g, 16.4 mmol, 32 %) -10  0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180  190  200  210 
Quantum-chemistry calculations
A. Isolated Tr (D 2h symmetry) 494.80.365 |11^2> 494.80.345 |11^2> 494.80.329 |11^2> 494.80.362 |28^1> 541.40.373 |28^1> 541.40.314 |28^1> 541.40.317 |28^1> 541.40.319 |33^1> 580.10.208 |33^1> 580.10.191 |33^1> 580.10.178 |33^1> 580.10.179 C. Tr molecule in 2,3-DCN crystal 
